.1 ppm. HRMS calcd for C20H16Si [M] + : 284.1016; found:
284.1020.
(4-tert-Butylphenyl)trimethoxysilane. Mg (2.04 g, 84.0 mmol) and LiCl (3.05 g, 72.0 mmol) were placed in a J. Young tube, which were dried by a heat gun under vacuum. After cooling to room temperature and purging Ar, THF (60 mL) and DIBAL-H (1.5 M in toluene, 0.6 mL, 0.9 mmol) were added. Then, 4-bromo-tert-butylbenzene (10.2 mL. 60.0 mmol) was slowly added and the reaction mixture was stirred for 4 h. The Grignard reagent was slowly added to tetramethyl orthosilicate (26.3 mL, 180 mmol) in THF (30 mL) at -45 ºC, followed by stirring for 12 h at room temperature. The mixture was diluted with hexane (180mL), filtered through a plug of Celite ® and concentrated. The resulting liquid was purified via distillation (b.p. = 77 ºC, ~0.5 Torr) to give a colorless liquid (9.07 g, 35.7 mmol, 60% yield). (4-tert-Butylphenyl)silane. To a 2-neck round bottom flask was added LiAlH4 (2.58 g, 68.0 mmol) and Et2O (68 mL). The mixture was cooled to -45 ºC and (4-tert-butylphenyl)trimethoxysilane was added slowly and allowed to stir for 12 h at room temperature. The excess LiAlH4 was quenched by the addition of EtOAc (53 mL, 544 mmol) at -45 ºC. The mixture was filtered through a plug of Celite ® and concentrated to give a colorless liquid (quantitative yield). 1 H NMR (500 MHz 2, 135.9, 125.3, 124.8, 34.9, 31.3 ppm. 29 Si NMR (99 MHz, CDCl3): d = -59.2 ppm. 9-(4-tert-Butylphenylsilyl)anthracene (1b). To a J. Young tube was added (4-tert-butylphenyl)silane (1.36 g, 8.28 mmol) and hexane (12 mL) and cooled to 0 ºC. BCl3 (1 M in CH2Cl2, 3.3 mL, 3.3 mmol) was added and the reaction mixture was stirred for 21 h at room temperature. All the volatiles were removed under reduced pressure and the residue was dissolved in hexane (3 mL), followed by addition to 9-anthryllithium (6.00 mmol, generated by treating 9-bromoanthracene (1.54 g, 6.00 mmol) with n-butyllithium (4.0 mL, 6.4 mmol, 1.6 M solution in hexane) in diethyl ether (24 mL) for 30 min at -45 ºC) solution at -45 ºC. After stirring for 1.5 h at room temperature, the reaction mixture was quenched with NH4Cl aq, extracted with hexane, washed with water and brine, dried over Na2SO4, and concentrated. The residue was subjected to column chromatography on silica gel with hexane followed by recrystallization from CH2Cl2/MeOH to give a pale yellow solid (1.35 g, 3.96 mmol, 66% yield 0, 137.8, 135.5, 131.4, 131.0, 129.5, 128.6, 127.9, 127.1, 126.2, 125.3, 125 SiH 2 tBu 9-(3-Methoxyphenylsilyl)anthracene (1c). According to the procedure for 1b, the reaction using 4-methoxyphenylsilane (0.820 g, 5.93 mmol), BCl3 (1 M in CH2Cl2, 2.4 mL, 2.4 mmol), 9-bromoanthracene (1.11 g, 4.30 mmol) and n-butyllithium (2.9 mL, 4.6 mmol, 1.6 M solution in hexane) afforded 0. 129.8, 129.5, 128.2, 120.9, 115.8, 55.3 ppm. 29 Si NMR (99 MHz, CDCl3): d = -58.0 ppm. 9-(3-Methoxyphenylsilyl)anthracene (1d). According to the procedure for 1b, the reaction using 3-methoxyphenylsilane (1.14 g, 8.28 mmol), BCl3 (1 M in CH2Cl2, 3.3 mL, 3.3 mmol), 9-bromoanthracene (1.54 g, 6.00 mmol) and n-butyllithium (4.0 mL, 6.4 mmol, 1.6 M solution in hexane) afforded 1.10 g (3.50 mmol, 58% yield) of a yellow solid. General procedure for ruthenium-catalyzed dimerization of 9-anthrylarylsilanes. In an Ar purged J. Young tube, cyclopentyl methyl ether (1.0 mL), [RuH2(CO)(PPh3)3] (18.4 mg, 0.020 mmol), 9-anthrylarylsilane (0.40 mmol) and cyclooctene (0.80 mmol) were placed. After stirring for 16 h at 115 ºC, the precipitate was collected by filtration at room temperature. 9, 137.2, 136.5, 136.4, 134.9, 132.0, 131.7, 131.3, 130.71, 130.66, 130.5, 129.7, 129.3, 128.4, 125.9, 125.3 7, 146.7, 139.4, 137.1, 136.8, 136.6, 134.7, 131.9, 131.7, 130.8, 130.5, 130.4, 129.3, 127.6, 125.6, 125.4, 125.22, 125.17, 34.9, 31.3 146.8, 139.4, 138.0, 137.2, 136.8, 134.7, 131.9, 131.7, 130.7, 130.5, 130.4, 129.3, 125.7, 125.3, 125.2, 121.5, 114.4 147.0, 138.8, 137.3, 136.4, 135.3, 132.9, 132.2, 132.0, 131.0, 130.8, 130.7, 129.9, 129.6, 128.8, 126.2, 125.7, 125.6, 121.8, 115.6, 55.4 
3a.
In an Ar purged J. Young tube, toluene (0.8 mL), 2a (22,5 mg, 0.040 mmol) and NMO (9.4 mg, 0.080 mmol) were placed. After stirring for 9 h at 80 ºC, ethanol was added to precipitate the products. The precipitate was collected by filtration, affording 21.8 mg (37.7 µmol, 94% yield) as a yellow solid. 9, 136.9, 136.3, 134.2, 133.9, 133.3, 132.7, 132.4, 132.2, 131.3, 131.2, 129.8, 129.7, 129.5, 128.6, 125.6, 125.4, 124.6 
Bis(9-anthryl)dimethylsilane (BADMS).
In an Ar purged J. Young tube, 9-bromoanthracene (1.54 g, 6.00 mmol) and diethyl ether (30 mL) were placed and cooled to -45 ºC. Then, nBuLi (1.6 M in hexane, 4.0 mL, 6.4 mmol) was slowly added, followed by stirring for 30 min. After the addition of dichlorodimethylsilane (0.36 mL, 3.00 mmol), the reaction mixture was stirred for 49 h at room temperature. The mixture was quenched with NH4Cl aq, extracted with toluene, washed with water and brine, dried over Na2SO4, and concentrated. The residue was purified by recrystallization from dichloromethane/ethanol to give 0.724 g (1.75 mmol, 50 % yield) of a colorless solid.
1 H NMR (500 MHz, 136.32, 131.58, 130.27, 129.72, 128.21, 125.4, 124.7, 8.2 ppm. 29 Si NMR (99 MHz, CDCl3): d = -9.1 ppm. 
Si
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6. NMR spectra Figure S9 . 1 H NMR spectrum of 1a.
Figure S10. 13 C NMR spectrum of 1a. Figure S11 . 1 H NMR spectrum of (4-tert-butylphenyl)trimethoxysilane.
S16
Figure S12. 13 C NMR spectrum of (4-tert-butylphenyl)trimethoxysilane. Figure S13 . 29 SiNMR spectrum of (4-tert-butylphenyl)trimethoxysilane. Figure S14 . 1 H NMR spectrum of (4-tert-butylphenyl)silane.
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Figure S15. 13 C NMR spectrum of (4-tert-butylphenyl)silane. Figure S16 . 29 Si NMR spectrum of (4-tert-butylphenyl)silane.
Figure S17.
1 H NMR spectrum of 1b.
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Figure S18. 13 C NMR spectrum of 1b. Figure S19 . 29 Si NMR spectrum of 1b. Figure S20 . 1 H NMR spectrum of 1c. Figure S21 . 13 C NMR spectrum of 1c. Figure S22 . 1 H NMR spectrum of (3-methoxyphenyl)trimethoxysilane.
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Figure S23.
13 C NMR spectrum of (3-methoxyphenyl)trimethoxysilane. Figure S24 . 29 SI NMR spectrum of (3-methoxyphenyl)trimethoxysilane. Figure S25 . 1 H NMR spectrum of (3-methoxyphenyl)silane.
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Figure S26.
13 C NMR spectrum of (3-methoxyphenyl)silane. Figure S27 . 29 Si NMR spectrum of (3-methoxyphenyl)silane. Figure S30 . 29 Si NMR spectrum of 1d. Figure S31 . 1 H NMR spectrum of 2a. Figure S32 . 13 C NMR spectrum of 2a. Figure S33 . 1 H NMR spectrum of 2b. Figure S34 . 13 C NMR spectrum of 2b. Figure S35 . 29 Si NMR spectrum of 2b. Figure S36 . 1 H NMR spectrum of 2c. Figure S37 . 13 C NMR spectrum of 2c. Figure S38 . 1 H NMR spectrum of 2d. Figure S39 . 13 C NMR spectrum of 2d. Figure S40 . 1 H NMR spectrum of 3a. Figure S41 . 13 C NMR spectrum of 3a.
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